Structure Solution and Refinement from Single-Crystal X-ray Diffraction
O (II) were mounted on a glass fibre. [1] Data for (Ia) and (Ib) were collected at 100 K (at the Unidade de Raios-X, RIAIDT, University of Santiago de Compostela, Spain) on a Bruker SMART 1000 CCD diffractrometer (Mo K α graphite-monochromated radiation, λ = 0.7107 Å), controlled by the SMART software package. [2] Images were processed using the SAINTPlus software package, [3] and data were corrected for absorption with SADABS. [4] Data for (II) were also collected at 100 K on a Bruker-Nonius FR591 Kappa CCD 2000 diffractrometer equipped with a rotating anode Xray source (λ = 1.5418 Å), controlled by the COLLECT software package. [5] Images were processed using the software package HKL2000, [6] and data were corrected for absorption with SADABS. [4] Structures were solved by the direct methods of SHELXS-97, [7] and refined by full-matrix least squares on F 2 using SHELXL-97. [8] Crystals of (Ia) and (Ib) gave strong evidence of being twinned by inversion and, during the last stages of the least-squares refinement, the twin law (-1 0 0, 0 -1 0, 0 0 -1) (inversion operator) was included along with one BASF parameter which refined to ca. 0.34 and 0.30, indicating the presence of enantiomeric excesses. It was suspected that the compounds could be monoclinic but twinned in such a way that they appeared orthorhombic. Structure (Ia) was then solved in P2 1 (R int = 0.0443) and refined satisfactorily, with final R1 and wR2 factors of 0.0474 and 0.1083, but giving the same indications of racemic twinning and with some oxygen atoms refining anisotropically as prolates. Applying the above mentioned twin law, R1 and wR2 were reduced to 0.0371 and 0.0843, respectively, and the BASF parameter to ca. 0.35. Even though the data-to-parameter ratio is similar for the solutions in both space groups ( ca. 13), some oxygen atoms kept refining in P2 1 as prolates.
Computational inspections using the software package PLATON, [9] repeatedly indicated that a space group modification to P2 1 ]. Atoms belonging to the asymmetric unit are represented with thermal ellipsoids belonging to structure (Ia). Symmetry codes used to generate equivalent atoms: Figure S4 . View in perspective along the [100] direction of the crystal packing of compounds (Ia-d). Hydrogen bonds are represented as dashed white-filled bonds, and the anionic framework as coloured sticks. Na + cations were omitted for clarity purposes. Hydrogen bonding geometric details, obtained from single-crystal X-ray diffraction data of compounds (Ia) and (Ib), are supplied in Table S5 . 
Hydrogen Bonding Networks

Poweder XRD Profile Fittings
Powder X-ray diffraction data were collected on a X'Pert MPD Philips diffractometer (Cu K α X-radiation, λ=1.54060 Å) with a curved graphite-monochromated radiation and a flat-plate sample holder, in a Bragg-Brentano para-focusing optics configuration (40 kV, 50 mA). Intensity data were collected by the step-counting method (step 0.03º and time 33s), in continuous mode, in the 3 = 2? = 40 range.
Fittings were performed using Le Bail's method, [10] implemented in the FULLPROF software package, [11] and using preliminary cell parameters obtained using the first twenty well-resolved reflection in the indexation program DICVOL04. [12] The space group was unequivocally identified for both compounds as P2 1 2 1 2 1 using CHECKCELL. [13] Fits were performed using a typical pseudo-Voight peak-shape function and, in the last stages of the refinement process of the unit cell parameters, typical profile parameters such as scale factors, zero-shift, pseudo-Voight and asymmetry parameters, were also allowed to refine. Background points were manually supplied to the program and were fixed during the entire profile fitting stages. Graphical representations are given below and report the experimental powder X -ray diffraction patterns for The excitation was performed at 265 nm, while the emission was monitored at 540 nm (Tb 3+ levels). The intensity of the excitation spectra has not been corrected for wavelengths lower than 240 nm and, therefore, the intensity of the LS band is not directly comparable. 
